Detail of the 1 H-1 H NOESY NMR spectrum of 3bd (500 MHz, C6D6). NOESY contacts relevant to establish the solution structure are assigned.
1.e. [Pt(PPh3)2(Bcat)(BMeEn)] (3be) Figure S5 . 1 H-1 H NOESY NMR spectrum of 3be (500 MHz, C6D6).
ADDITIONAL EXPERIMENTAL DATA
2.a. Synthesis of B2map2 (1hh) In an atmosphere of dry nitrogen N-methyl-2-aminophenol (500 mg, 4.06 mmol, 2.0 eq) and tetrakis(dimethylamino)diboron(4) (422 mg, 2.13 mmol, 1.05 eq) were combined in dry CH2Cl2 (10 mL).
To this suspension HCl was added (2 M in Et2O; 0.1 mL, 0.2 mmol, 0.1 eq). After 40 h at ambient temperature all volatiles were removed in vacuo and the residue extracted with hot n-hexane (2 × 10 mL). The product crystallises upon concentration of the extract in vacuo and was obtained after drying in vacuo as a beige solid (184 mg, 0.7 mmol, 34% 67 mol, 1.0 eq) were mixed in toluene (5 mL). The redish solution was stirred at room temperature for 8 h whilst flask was evacuated for a few seconds every 60 min. The solvent was removed under reduced pressure to give a brownish-red solid that was analysed by NMR spectroscopy.
NMR experiment: [Pt(PPh3)2(C2H4)] (2) (15 mg, 20 mol, 1.0 eq) and pinB-BiPrEn (1af) (5.6 mg, 20
mol, 1.0 eq) were combined in C6D6 (0.7 mL). After 1 h NMR spectra were recorded and the mixture was transferred under inert atmosphere to a Schlenk flask and the volatiles were removed in vacuo until approx. 0.1 mL of solution was left. To the residue C6D6 was added (until 0.6 -0.7 mL overall volume) and NMR spectra were recorded. This evacuation/measurement cycle was repeated in the given intervals ( Figure S6 ).
Figure S6.
NMR spectra of the reactions of 2 with 1af. Top: 1af + 2, isolated material after eight cycles of evacuation (8 h [Pt(PPh3)2(C2H4)] (2) (15 mg, 20 mol, 1.0 eq) and pinB-BtBuEn (1af) (6.2 mg, 20 mol, 1.0 eq) were combined in C6D6 (0.7 mL). After 1 h NMR spectra were recorded and the mixture was transferred under inert atmosphere to a Schlenk flask and the volatiles were removed in vacuo until approx.
0.1 mL solution was left. To the residue C6D6 was added (until 0.6 -0.7 mL over all volume) and NMR spectra were recorded. This evacuation/measurement cycle was repeated in the given intervals.
-S11 - 
ADDITIONAL CRYSTALLOGRAPHIC DATA

3.a. 3ae(C4H8O)1.5
The crystal is weakly non-merohedrally twinned by 177.19° rotation about the b axis. The structure was refined as a 2-component twin. The twin ratio refined to 0.0571(7). Only reflections belonging to the major component was used in the refinement.
The structure contains 1.5 molecules of THF in the asymmetric unit. The half-occupied molecule is disordered around a centre of inversion. The latter molecule was refined employing geometry restraints (SAME); the DSR programme was used in the refinement. [S1] 
3.b. 3cc(C4H8O)
The crystal is a three-component twin. The structure was solved on the basis of the reflection of the main component (Rint = 0.074); for refinement data of all three components were used. The twin factors refined to 0.2930 (7) 3.e. B2map2 (1hh) Figure S10 . Molecular structure of B2map2 (1hh) situated on a centre of inversion (at (½, 0, 0)). Selected distances (Å) and angles [°]: B1-B1' 1.678(4), B1-O1 1.417(2), B1-N1 1.420(2), O1-B1-N1 107.4(2), B1'-B1-O1 123.89(2), B1'-B1-N1 128.8(2).
